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ELECTROCHEMICAL SLURRY
COMPOSITIONS AND METHODS FOR
PREPARING THE SAME

CROSS REFERENCE TO RELATED
APPLICATIONS

This application claims priority to and the benefit of U.S.
Provisional Application No. 61/659,248, filed Jun. 13,2012,
U.S. Provisional Application No. 61/659,736, filed Jun. 14,
2012, U.S. Provisional Application No. 61/662,173, filed
Jun. 20, 2012, and 61/665,225, filed Jun. 27, 2012, the
disclosures of each of which are hereby incorporated by
reference in their entirety.

STATEMENT REGARDING FEDERALLY
SPONSORED RESEARCH OR DEVELOPMENT

This invention was made with government support under
Grant Number DE-AR0000102 awarded by the Department
of Energy. The government has certain rights in this inven-
tion.

BACKGROUND

Embodiments described herein generally relate to semi-
solid suspensions, and more particularly to systems and
methods for preparing semi-solid suspensions for use as
electrodes in electrochemical devices such as, for example,
batteries.

Batteries are typically constructed of solid electrodes,
separators, electrolyte, and ancillary components such as,
for example, packaging, thermal management, cell balanc-
ing, consolidation of electrical current carriers into termi-
nals, and/or other such components. The electrodes typically
include active material, conductive material, binders and
other additives.

Some known methods for preparing batteries include
coating a metallic substrate (e.g., a current collector) with
slurry composed of an active material, a conductive additive,
and a binding agent dissolved in a solvent, evaporating the
solvent, and calendering the dried solid matrix to a specific
thickness. The electrodes are then cut, packaged with other
components, infiltrated with electrolyte and the entire pack-
age is then sealed.

Such known methods generally involve complicated and
expensive manufacturing steps such as casting the electrode
and are only suitable for electrodes of limited thickness, e.g.,
less than 100 um. These known methods for producing
electrodes of limited thickness result in batteries with lower
capacity, lower energy density, and a high ratio of inactive
components to active material. Furthermore, the binders
used in known electrode formulations can increase tortuosity
and decrease the ionic conductivity of the electrode. Thus, it
is an enduring goal of energy storage systems development
to simplify and reduce manufacturing cost, reduce inactive
components in the electrodes and finished battery and
increase performance.

SUMMARY

Embodiments described herein generally relate to semi-
solid suspensions, and more particularly to systems and
methods for preparing semi-solid suspensions for use as
electrodes in electrochemical devices such as, for example,
batteries. In some embodiments, a method for preparing a
semi-solid electrode includes combining a quantity of an
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active material with a quantity of an electrolyte to form an
intermediate material. The intermediate material is then
combined with a conductive additive to form an electrode
material. The electrode material is mixed to form a suspen-
sion having a mixing index of at least about 0.80 and is then
formed into a semi-solid electrode.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a plot showing the effect of mixing methods on
conductivity of semi-solid electrodes for a range of compo-
sitions, according to various embodiments.

FIG. 2 is a plot showing the effect of mixing methods on
yield stress of semi-solid electrodes for a range of compo-
sitions, according to various embodiments.

FIGS. 3A-3C and FIGS. 4A-4C are schematic illustra-
tions of semi-solid suspensions, according to various
embodiments.

FIG. 5 is a plot of the conductivity of a semi-solid
electrode versus conductive additive loading, according to
various embodiments.

FIGS. 6A-6C depict electrode slurry mixtures with dif-
ferent conductive additive loadings, according to various
embodiments.

FIGS. 7-10 are plots illustrating rheological characteris-
tics of slurry formulations, according to various embodi-
ments.

FIGS. 11-13 are plots illustrating mixing curves, accord-
ing to various embodiments.

FIG. 14 is a plot illustrating the relationship of mixing
index with specific energy input and conductive additive
loading, according to various embodiments.

FIG. 15 is a plot illustrating the effect of mixing on certain
slurry parameters, according to various embodiments.

FIG. 16 is a plot illustrating the conductivity of certain
slurries as a function of mixing time.

FIGS. 17A-17D are micrographs of a slurry subjected to
two different mixing times, according to an embodiment.

FIG. 18 illustrates the evolution of mixing index and
conductivity with mixing duration at 100 rpm, for two
different cathode compositions.

FIG. 19 illustrates the evolution of mixing index and
conductivity with mixing duration at 100 rpm, for two
different anode compositions.

FIG. 20 is a plot illustrating conductivity as a function of
mixing time for two shear conditions, according to various
embodiments.

FIG. 21 is a plot illustrating the loss of electrolyte with
time, mixing duration and temperature, according to various
embodiments.

FIG. 22 and FIG. 23 are plots illustrating the effect of
temperature on viscosity, according to various embodi-
ments.

FIG. 24 illustrates the mixing index over time for two
different exemplary cathode compositions.

FIG. 25 illustrates the mixing index over time for two
different exemplary anode compositions.

FIG. 26 illustrates the mixing index and conductivity for
an anode composition prepared using various mixing pro-
cesses.

FIG. 27 illustrates the mixing index and conductivity for
two different cathode compositions, prepared using two
different mixing methods.

FIG. 28 illustrates the mixing index and conductivity for
an anode composition mixed for two different mixing times.

FIG. 29 illustrates the effect of mixing time on stability
during processing for a first anode composition.
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FIG. 30 illustrates the effect of mixing time on stability
during processing for a second anode composition.

FIG. 31 depicts two anode compositions and four different
mixing durations.

FIG. 32 illustrates the effect of mixing time on stability
during processing for a first cathode composition.

FIG. 33 illustrates the effect of mixing time on stability
during processing for a second cathode composition.

FIG. 34 depicts two cathode compositions and three
different mixing durations.

FIGS. 35A-35B illustrate the capacity of an exemplary
semi-solid cathode formulation as a function of charge and
discharge rate, and a sample charge/discharge curve.

FIGS. 36A-36B illustrate the capacity of an exemplary
semi-solid cathode formulation as a function of charge and
discharge rate, and a sample charge/discharge curve.

FIGS. 37A-37B illustrate the capacity of an exemplary
semi-solid cathode formulation as a function of charge and
discharge rate, and a sample charge/discharge curve.

FIGS. 38A-38B illustrate the capacity of an exemplary
semi-solid cathode formulation as a function of charge and
discharge rate, and a sample charge/discharge curve.

FIGS. 39A-39B illustrate the performance of a semi-solid
based electrochemical cell over 100 cycles, and a sample
charge/discharge curve.

FIGS. 40 A-40B illustrate the performance of a semi-solid
based electrochemical cell over 30 cycles, and a sample
charge/discharge curve.

DETAILED DESCRIPTION

Embodiments described herein generally relate to semi-
solid suspensions, and more particularly to systems and
methods for preparing semi-solid suspensions for use as
electrodes in electrochemical devices such as, for example,
batteries. In some embodiments, a method for preparing a
semi-solid electrode includes combining a quantity of an
active material with a quantity of an electrolyte to form an
intermediate material. The intermediate material is then
combined with a conductive additive to form an electrode
material. The electrode material is mixed to form a suspen-
sion having a mixing index of at least about 0.80 and is then
formed into a semi-solid electrode.

Consumer electronic batteries have gradually increased in
energy density with the progress of the lithium-ion battery.
The stored energy or charge capacity of a manufactured
battery is a function of: (1) the inherent charge capacity of
the active material (mAh/g), (2) the volume of the electrodes
(cm®) (i.e., the product of the electrode thickness, electrode
area, and number of layers (stacks)), and (3) the loading of
active material in the electrode media (e.g., grams of active
material per cm’ of electrode media). Therefore, to enhance
commercial appeal (e.g., increased energy density and
decreased cost), it is generally desirable to increase the areal
charge capacity (mAh/cm?®) of electrodes. One way to
accomplish increasing the areal charge capacity, and there-
fore reducing the relative percentage of inactive compo-
nents, is by increasing the thickness of the electrodes.
Conventional electrode compositions that use binders how-
ever, cannot be made thicker than about 200 um, because
conventional electrode manufactured using the casting and
high speed roll-to-roll calendering process tend to crack
and/or delaminate upon drying from the flat current collec-
tors if they are made thicker than 200 pm. Additionally,
thicker electrodes have higher cell impedance, which
reduces energy efficiency (e.g., as described in Yu et al
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“Effect of electrode parameters on LiFePO, cathodes™, J.
Electrochem. Soc. Vol. 153, A835-A839 (2006)).

Embodiments of semi-solid electrode compositions and
methods of preparation described herein can be manufac-
tured directly with the semi-solid suspension, thereby avoid-
ing the use of conventional binding agents and the electrode
casting, drying, and calendering steps altogether. Some
benefits of this approach include, for example: (i) simplified
manufacturing with less equipment (i.e., less capital inten-
sive), (i1) the ability to manufacture electrodes of different
thicknesses (e.g., by simply changing a forming die dimen-
sion), (iii) processing of thicker (>200 pum) and higher
capacity (mAh/cm?) electrodes, thereby decreasing the vol-
ume, mass, and cost contributions of inactive components
with respect to active material, and (iv) the elimination of
binding agents (e.g., PVdF), thereby reducing tortuosity and
increasing ionic conductivity of the electrode, as well as
increasing safety by excluding binders that can contribute to
exothermic reactions. Examples of battery architectures
utilizing semi-solid suspensions are described in Interna-
tional Patent Publication No. WO 2012/024499, entitled
“Stationary, Fluid Redox FElectrode,” International Patent
Publication No. WO 2012/088442, entitled “Semi-Solid
Filled Battery and Method of Manufacture,” U.S. patent
application Ser. No. 13/607,021, entitled “Stationary Semi-
Solid Battery Module and Method of Manufacture,” and
U.S. patent application Ser. No. 13/606,986, entitled “Semi-
Solid Electrode Cell Having a Porous Current Collector and
Methods of Manufacture,” the entire disclosure of each of
which is hereby incorporated by reference.

As described herein, the term “about” generally means
plus or minus 10% of the value stated, e.g. about 5 would
include 4.5 to 5.5, about 10 would include 9 to 11, about 100
would include 90 to 110.

Embodiments described herein relate generally to elec-
trochemical devices such as, for example, lithium ion bat-
teries, however, the systems, methods and principles
described herein are applicable to all devices containing
electrochemically active media. Said another way, any elec-
trodes and/or devices including at least an active material
(source or sink of charge carriers), an electronically con-
ducting additive, and an ionically conducting media (elec-
trolyte) such as, for example, batteries, capacitors, electric
double-layer capacitors (e.g., Ultracapacitors), pseudo-ca-
pacitors, etc., are within the scope of this disclosure.

In some embodiments, a method of preparing a semi-solid
electrode (also referred to herein as “semi-solid suspension”
and/or “slurry” electrode) can include combining a quantity
of'an active material with a quantity of an electrolyte to form
an intermediate material. The intermediate material is com-
bined with an electrolyte and mixed to form an electrode
material. The electrode material is mixed until a substan-
tially stable suspension forms that has a mixing index of at
least about 0.8, at least about 0.9, at least about 0.95, or at
least about 0.975, inclusive of all ranges therebetween. In
some embodiments, the electrode material is mixed until the
electrode material has an electronic conductivity of at least
about 107° S/cm, at least about 107> S/cm, at least about 10™*
S/cm, at least about 10~ S/cm, or at least about 1072 S/cm,
inclusive of all ranges therebetween. In some embodiments,
the electrode material is mixed until the electrode material
has an apparent viscosity of less than about 100,000 Pa-s,
less than about 10,000 Pa-s, or less than about 1,000 Pa-s, at
an apparent shear rate of about 1,000 s™', inclusive of all
ranges therebetween. In some embodiments, the quantity of
active material included in the electrode material can be
about 20% to about 75% by volume, about 40% to about
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75% by volume, or about 60% to about 75% by volume,
inclusive of all ranges therebetween. In some embodiments,
the quantity of electrolyte included in the electrode material
can be about 25% to about 70% by volume, about 30% to
about 50% by volume, or about 20% to about 40% by
volume, inclusive of all ranges therebetween. In some
embodiments, the quantity of conductive material included
in the electrode material can be about 0.5% to about 25% by
volume, or about 1% to about 6% by volume, inclusive of all
ranges therebetween.

In some embodiments, the mixing of the electrode mate-
rial can be performed with, for example, any one of a high
shear mixer, a planetary mixer, a centrifugal planetary
mixture, a sigma mixture, a CAM mixture and/or a roller
mixture. In some embodiments, the mixing of the electrode
material can supply a specific mixing energy of at least about
90 J/g, at least about 100 J/g, about 90 J/g to about 150 J/g,
or about 100 J/g to about 120 J/g, inclusive of all ranges
therebetween.

In some embodiments, electroactive materials for the
positive electrode in a lithium system include the general
family of ordered rocksalt compounds LiMO, including
those having the o-NaFeO, (so-called “layered com-
pounds”) or orthorhombic-LiMnO, structure type or their
derivatives of different crystal symmetry, atomic ordering,
or partial substitution for the metals or oxygen. M comprises
at least one first-row transition metal but may include
non-transition metals including but not limited to Al, Ca,
Mg, or Zr. Examples of such compounds include LiCoO,,
LiCoO, doped with Mg, LiNiO,, Li(Ni, Co, A1)O, (known
as “NCA”) and Li(Ni, Mn, Co)O, (known as “NMC”). Other
families of exemplary electroactive materials includes those
of spinel structure, such as LiMn,O, and its derivatives,
so-called “layered spinel nanocomposites” in which the
structure includes nanoscopic regions having ordered rock-
salt and spinel ordering, olivines LiMPO, and their deriva-
tives, in which M comprises one or more of Mn, Fe, Co, or
Ni, partially fluorinated compounds such as LiVPO,F, other
“polyanion” compounds as described below, and vanadium
oxides V. O, including V,05 and V,O,,.

In some embodiments, the active material comprises a
transition metal polyanion compound, for example as
described in U.S. Pat. No. 7,338,734. In one or more
embodiments the active material comprises an alkali metal
transition metal oxide or phosphate, and for example, the
compound has a composition A (M',_ M" )y(XD,),,
AM,_M",)y(DXD,)., or AM,_M")y(X,D,).. and
have values such that x, plus y(1-a) times a formal valence
or valences of M', plus ya times a formal valence or valence
of M", is equal to z times a formal valence of the XD,, X,D-,
or DXD,, group; or a compound comprising a composition
(Al—aM"a)xM'yO(D4)zi (Al—aM"a)xM'y(DXD4)Z(A1—aM"a)x
M'(X,D,), and have values such that (1-a), plus the quan-
tity ax times the formal valence or valences of M" plus y
times the formal valence or valences of M' is equal to z times
the formal valence of the XD,, X,D, or DXD, group. In the
compound, A is at least one of an alkali metal and hydrogen,
M' is a first-row transition metal, X is at least one of
phosphorus, sulfur, arsenic, molybdenum, and tungsten, M"
any of a Group IIA, IIIA, IVA, VA, VIA, VIIA, VIIIA, IB,
1IB, IIIB, IVB, VB, and VIB metal, D is at least one of
oxygen, nitrogen, carbon, or a halogen. The positive elec-
troactive material can be an olivine structure compound
LiMPO,,, where M is one or more of V, Cr, Mn, Fe, Co, and
Ni, in which the compound is optionally doped at the Li, M
or O-sites. Deficiencies at the Li-site are compensated by the
addition of a metal or metalloid, and deficiencies at the
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O-site are compensated by the addition of a halogen. In
some embodiments, the positive active material comprises a
thermally stable, transition-metal-doped lithium transition
metal phosphate having the olivine structure and having the
formula (Li,_,1 )MPO,, where M is one or more of V, Cr,
Mn, Fe, Co, and Ni, and Z is a non-alkali metal dopant such
as one or more of Ti, Zr, Nb, Al, or Mg, and x ranges from
0.005 to 0.05.

In some embodiments, the lithium transition metal phos-
phate material has an overall composition of L., ., M,
PO4, where M comprises at least one first row transition
metal selected from the group consisting of Ti, V, Cr, Mn,
Fe, Co and Ni, where x is from 0 to 1 and z can be positive
or negative. M includes Fe, z is between about 0.15 and
-0.15. The material can exhibit a solid solution over a
composition range of O=x=0.15, or the material can exhibit
a stable solid solution over a composition range of x between
0 and at least about 0.05, or the material can exhibit a stable
solid solution over a composition range of x between 0 and
at least about 0.07 at room temperature (22-25° C.). The
material may also exhibit a solid solution in the lithium-poor
regime, e.g., where x=0.8, or x=0.9, or x=0.95.

In some embodiments, the redox-active electrode material
comprises a metal salt that stores an alkali ion by undergoing
a displacement or conversion reaction. Examples of such
compounds include metal oxides such as CoO, Co;0,, NiO,
CuO, MnO, typically used as a negative electrode in a
lithium battery, which upon reaction with [i undergo a
displacement or conversion reaction to form a mixture of
Li,0 and the metal constituent in the form of a more reduced
oxide or the metallic form. Other examples include metal
fluorides such as CuF,, FeF,, FeF;, BiF,, CoF,, and NiF,,
which undergo a displacement or conversion reaction to
form LiF and the reduced metal constituent. Such fluorides
may be used as the positive electrode in a lithium battery. In
other embodiments the redox-active electrode material com-
prises carbon monofluoride or its derivatives. In some
embodiments the material undergoing displacement or con-
version reaction is in the form of particulates having on
average dimensions of 100 nanometers or less. In some
embodiments the material undergoing displacement or con-
version reaction comprises a nanocomposite of the active
material mixed with an inactive host.

In some embodiments, slurry components can be mixed in
a batch process e.g., with a batch mixer that can include, e.g.,
a high shear mixture, a planetary mixture, a centrifugal
planetary mixture, a sigma mixture, a CAM mixture, and/or
a roller mixture, with a specific spatial and/or temporal
ordering of component addition, as described in more detail
herein. In some embodiments, slurry components can be
mixed in a continuous process (e.g. in an extruder), with a
specific spatial and/or temporal ordering of component
addition.

In some embodiments, process conditions (temperature;
shear rate or rate schedule; component addition sequencing,
location, and rate; mixing or residence time) can be selected
and/or modified to control the electrical, rheological, and/or
compositional (e.g., uniformity) properties of the prepared
slurry. In some embodiments, the mixing element (e.g.,
roller blade edge) velocity can be between about 0.5 cm/s
and about 50 cnv/s. In some embodiments, the minimum gap
between which fluid is being flowed in the mixing event (e.g.
distance from roller blade edge to mixer containment wall)
can be between about 0.05 mm and about 5 mm. Therefore,
the shear rate (velocity scale divided by length scale) is
accordingly between about 1 and about 10,000 inverse
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seconds. In some embodiments the shear rate can be less
than 1 inverse second, and in others it is greater than 10,000
inverse seconds.

In some embodiments, the process conditions can be
selected to produce a prepared slurry having a mixing index
of at least about 0.80, at least about 0.90, at least about 0.95,
or at least about 0.975. In some embodiments, the process
conditions can be selected to produce a prepared slurry
having an electronic conductivity of at least about 1076
S/cm, at least about 107> S/cm, at least about 10™* S/cm, at
least about 1073 S/cm, or at least about 1072 S/cm. In some
embodiments, the process conditions can be selected to
produce a prepared slurry having an apparent viscosity at
room temperature of less than about 100,000 Pa-s, less than
about 10,000 Pa-s, or less than about 1,000 Pa-s, all at an
apparent shear rate of 1,000 s™. In some embodiments, the
process conditions can be selected to produce a prepared
slurry having two or more properties as described herein.

The mixing and forming of a semi-solid electrode gener-
ally includes: (i) raw material conveyance and/or feeding,
(i1) mixing, (i) mixed slurry conveyance, (iv) dispensing
and/or extruding, and (v) forming. In some embodiments,
multiple steps in the process can be performed at the same
time and/or with the same piece of equipment. For example,
the mixing and conveyance of the slurry can be performed
at the same time with an extruder. Each step in the process
can include one or more possible embodiments. For
example, each step in the process can be performed manu-
ally or by any of a variety of process equipment. Each step
can also include one or more sub-processes and, optionally,
an inspection step to monitor process quality.

Raw material conveyance and/or feeding can include:
batch based manual weighing of material with natural feed-
ing (e.g., allowing the mixer to accept material into the
mixture without external force), batch based manual weigh-
ing of material with forced feeding either by a piston
mechanism or a screw-based “side stuffer,” gravimetric
screw solids feeders with natural feeding (e.g., feed at the
rate which the mixer can naturally accept material), gravi-
metric screw solids feeders with forced feeding (e.g., units
sold by Brabender Industries Inc combined with a piston
mechanism or a screw-based ‘side stuffer’), and/or any other
suitable conveyance and/or feeding methods and/or any
suitable combination thereof.

In some embodiments, for example after mixing, the
slurry can be conveyed and/or pressurized, for example
using a piston pump, peristaltic pump, gear/lobe pump,
progressing cavity pump, single screw extruder, conveying
section of a twin screw extruder, and/or any other suitable
conveying device. In some embodiments, the torque and/or
power of the conveying device, the pressure at the convey-
ing device exit, the flow rate, and/or the temperature can be
measured, monitored and/or controlled during the conveying
and/or pressurizing.

In some embodiments, for example after conveying and/
or pressurizing, the slurry can be dispensed and/or extruded.
The slurry can be dispensed and/or extruded using, for
example, a “hanger die” sheet extrusion die, a “winter
manifold” sheet extrusion die, a profile-style sheet extrusion
die, an arbitrary nozzle operable to apply a continuous
stream of material to a substrate, injection into a mold of the
correct size and shape (e.g., filling a pocket with material),
and/or any other suitable dispensing device.

In some embodiments, after dispensing the slurry can be
formed into a final electrode. For example, the slurry can be
calendar roll formed, stamped and/or pressed, subjected to
vibrational settling, and/or cut in discrete sections. Addi-
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tionally, in some embodiments, unwanted portions of mate-
rial can be removed (e.g., masking and cleaning) and option-
ally recycled back into the slurry manufacturing process.

The systems, mixing equipment, processes and methods
described herein can be used to produce a semi-solid sus-
pension (e.g., slurry) suitable for use in electrochemical
devices (e.g., batteries). The semi-solid suspension pro-
duced by such systems and methods are suitable for the
formulation of a slurry-based electrodes with particular
properties, for example, rheology, conductivity, and electro-
chemical performance. For example, some suitable mixing
devices include batch mixers, such as, e.g., higher shear
mixer, planetary mixer, centrifugal planetary mixture, sigma
mixture, CAM mixture or roller mixture, C.W. Brabender or
Banburry® style mixture, continuous compounding devices
such as ported single or twin screw extruders (e.g., Leistritz,
Haake), high shear mixers such as blade-style blenders, high
speed kneading machines, and/or rotary impellers. In some
embodiments, the mixing device can be operable to control
the flowability of the slurry regulating the temperature,
and/or to control the slurry homogeneity by modulating the
chemical composition.

In embodiments in which a batch mixer is used to mix the
semi-solid suspension, the semi-solid suspension can be
transferred from the batch mixer to another piece of pro-
cessing equipment, e.g., an extruder. In such embodiments,
the transfer method can be chosen so as to minimize
electrolyte losses, to not appreciably disrupt the slurry state,
and/or to not introduce other processing difficulties, such as
entrainment of ambient gases. In embodiments in which an
extruder (e.g., twin screw) is used to mix the semi-solid
suspension, mixing and material conveyance occur together,
thus eliminating a process step.

In some embodiments, some electrolyte loss can be tol-
erated and used as a control specification, and the amount
that can be tolerated generally decreases as electrolyte
volume fraction increases and/or mixing index increases.
For example, at a mixing index of 0.8, the maximum
electrolyte loss can be controlled to less than about 39%, to
less than about 33%, or to less than about 27%. At a mixing
index of 0.9, the maximum electrolyte loss can be controlled
to less than about 5%, to less than about 4%, or to less than
about 3%. At mixing indices higher than 0.9, the maximum
electrolyte loss can be controlled to less than about 5%, to
less than about 4%, or to less than about 3%. Component
concentrations can be calculated to determine and/or predict
tolerable losses, and vary according to the specific compo-
nents. In other embodiments, loss tolerances will be higher
while in others they will be more restrictive.

In some embodiments, the composition of the slurry and
the mixing process can be selected to homogeneously dis-
perse the components of the slurry, achieve a percolating
conductive network throughout the slurry and sufficiently
high bulk electrical conductivity, which correlates to desir-
able electrochemical performance as described in further
detail herein, to obtain a rheological state conducive to
processing, which may include transfer, conveyance (e.g.,
extrusion), dispensing, segmenting or cutting, and post-
dispense forming (e.g., press forming, rolling, calendering,
etc.), or any combination thereof.

For example, FIG. 1 illustrates the electronic conductivity
of different slurry formulations and FIG. 2 illustrates the
yield stress, a rheological parameter, of the same slurry
formulations, prepared using a variety of mixing methods
including high sheared mixing, planetary mixing, planetary
mixing with ultrasonication, handmixing, and handmixing
with ultrasonication. As illustrated in FIG. 1 and FIG. 2,
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there can be significant variation in the conductivity and
yield stress of the slurry formulations when they are pre-
pared using the different mixing methods which demon-
strates that mixing methods can have an effect on at least
some of the characteristics and/or performance measures of
different slurry formulations. In some embodiments, the
mixing method can be selected to achieve one or more
desired characteristic of the final prepared slurry. In some
embodiments, maximizing a performance measure is not
always the most desirable characteristic of the final prepared
slurry. Said another way, although producing a slurry having
a high electronic conductivity is generally desirable, if the
final slurry is not readily formable and/or stable, the high
electronic conductivity for that particular slurry would not
be beneficial. Similarly, producing a slurry that is easily
formable and/or very stable, but with a low electronic
conductivity is also not desirable.

During mixing, the compositional homogeneity of the
slurry will generally increase with mixing time, although the
microstructure of the slurry may be changing as well. The
compositional homogeneity of the slurry suspension can be
evaluated quantitatively by an experimental method based
on measuring statistical variance in the concentration dis-
tributions of the components of the slurry suspension. For
example, mixing index is a statistical measure, essentially a
normalized variance or standard deviation, describing the
degree of homogeneity of a composition. (See, e.g., Erol, M,
& Kalyon, D. M., Assessment of the Degree of Mixedness of
Filled Polymers, Intern. Polymer Processing XX (2005) 3,
pps. 228-237). Complete segregation would have a mixing
index of zero and a perfectly homogeneous mix a mixing
index of one. Alternatively, the homogeneity of the slurry
can be described by its compositional uniformity (+x %/-y
%), defined herein as the range: (100%-y)*C to (100%+x)
*C. All of the values x and y are thus defined by the samples
exhibiting maximum positive and negative deviations from
the mean value C, thus the compositions of all mixed
material samples taken fall within this range.

The basic process of determining mixing index includes
taking a number of equally and appropriately sized material
samples from the aggregated mix and conducting composi-
tional analysis on each of the samples. The sampling and
analysis can be repeated at different times in the mixing
process. The sample size and volume is based on consider-
ations of length scales over which homogeneity is important,
for example, greater than a multiple of both the largest solid
particle size and the ultimate mixed state average intra-
particle distance at the low end, and 1/Nth of the total
volume where N is the number of samples at the high end.
Optionally, the samples can be on the order of the electrode
thickness, which is generally much smaller than the length
and width of the electrode. Capabilities of certain experi-
mental equipment, such as a thermo-gravimetric analyzer
(TGA), will narrow the practical sample volume range
further. Sample “dimension” means the cube root of sample
volume. For, example, a common approach to validating the
sampling (number of samples) is that the mean composition
of the samples corresponding to a given mixing duration
matches the overall portions of material components intro-
duced to the mixer to a specified tolerance. The mixing index
at a given mixing time is defined, according to the present
embodiments, to be equal to 1-o/0,,, where o is the
standard deviation in the measured composition (which may
be the measured amount of any one or more constituents of
the slurry) and o, is equal to [C(1-C)]"?, where C is the
mean composition of the N samples, so as the variation in
sample compositions is reduced, the mixing index
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approaches unity. It should be understood in the above
description that “time” and “duration” are general terms
speaking to the progression of the mixing event. Other
indicators of mixing such as, for example, cumulative
energy input to the mix, number of armature, roller, mixing
blade, or screw rotations, distance traveled by a theoretical
point or actual tracer particle in the mix, temperature of the
mix (which is affected by viscous heating), certain dimen-
sionless numbers commonly used in engineering analysis,
and others can be used to predict or estimate how well the
slurry is mixed.

In one embodiment, a total sample volume of 43 cubic
centimeters containing 50% by volume active material pow-
der with a particle size distribution with D50=10 um and
D90=15 um, and 6% by volume conductive additive
agglomerates powder with D50=8 um and D90=12 um in
organic solvent is prepared. This mixture can be used to
build electrodes with an area of 80 cm?, and a thickness of
500 um. The sample dimension should be larger than the
larger solid particle size, i.e., 15 pm, and also the larger
mixed state intra-particle length scale, i.e., about 16 um, by
a predetermined factor. With a target of N=14 samples, the
sample dimension should be less than 2,500 um. The specific
dimension of interest is in the middle of this range, i.e., 500
um. Accordingly, to quantify mixing index, the samples are
taken with a special tool having a cylindrical sampling
cavity with a diameter of 0.5 mm and a depth of 0.61 mm.
In this example, the sample volume would be 0.12 mm?>.

In some embodiments, the sample volume selection for
mixing index measurement is guided by length scales over
which uniformity is important. In some embodiments, this
length scale is the thickness (e.g., 250 pm to 2,000 um) of
an electrode in which the slurry will be used. For example,
if the electrode is 0.5 mm thick, the sample volume should
preferably be on the order of (0.5 mm)®=0.125 mm?, i.e.
between about 0.04 mm? and about 0.4 mm”. If the electrode
is 0.2 mm thick, the sample volume should preferably be
between 0.0025 and 0.025 mm”>. If the electrode is 2.0 mm
thick, the sample volume should preferably be between 2.5
mm? and 25 mm®. In some embodiments, the sample volume
by which mixing index is evaluated is the cube of the
electrode thickness+10%. In some embodiments, the sample
volume by which mixing index is evaluated is 0.12
mm>+10%. In one embodiment, the mixing index is mea-
sured by taking N samples where N is at least 9, each sample
having the sample volume, from a batch of the electrode
slurry or from a formed slurry electrode that has a volume
greater than the total volume of the N samples. Each of the
sample volumes is heated in a thermo gravimetric analyzer
(TGA) under flowing oxygen gas according to a time-
temperature profile wherein there is 3 minute hold at room
temperature, followed by heating at 20° C./min to 850° C.,
with the cumulative weight loss between 150° C. and 600°
C. being used to calculate the mixing index. Measured in this
manner, the electrolyte solvents are evaporated and the
measured weight loss is primarily that due to pyrolysis of
carbon in the sample volume.

In some embodiments, a Brabender Batch Mixer can be
used to mix the slurry at 30 to 100 rpm. In some embodi-
ments, the slurry can be mixed at 10-200 rpm or any other
suitable speed. In some embodiments, the speed of the mixer
can be varied throughout the mix cycle, for example, a lower
mix speed can be used to incorporate the ingredients, and a
higher mix speed can be used to homogenize the slurry. In
some embodiments, the mixing speed can be varied during
the addition of the ingredients. In some embodiments, the
total mix time can be between 1 and 100 minutes. In other
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embodiments, any appropriate mix time can be selected. In
some embodiments, the mixer can supply a specific mixing
energy of between 3 and 2,000 J/g. In other embodiments,
the mixer can supply any suitable amount of mixing energy.

As described herein, conductive additives can have tech-
nical characteristics and morphologies (i.e., hierarchical
clustering of fundamental particles) that influence their
dispersive and electrochemical behavior in dynamic and/or
static suspensions. Characteristics that can influence disper-
sive and electrochemical behavior of conductive additives
include surface area and bulk conductivity. For example, in
the case of certain conductive carbon additives, morpho-
logical factors can impact the dispersion of the carbon
particles. The primary carbon particles have dimensions on
the order of nanometers, the particles typically exist as
members of larger aggregates, consisting of particles either
electrically bound (e.g., by van der Waals forces) or sintered
together. Such agglomerates may have dimensions on the
order of nanometers to microns. Additionally, depending on
the surface energies of the particles, environment, and/or
temperature, aggregates can form larger scale clusters com-
monly referred to as agglomerates, which can have dimen-
sions on the order of microns to tens of microns.

When such conductive additives are included in a slurry,
fluid shearing forces, e.g., imparted during mixing, can
disrupt the carbon network, for example, by overcoming
agglomerate and aggregate binding forces. By disrupting the
conductive network, the additives can be present in a finer
scale (more granular and more homogeneous) dispersion of
the conductive solid. Mixing can also densify clusters of the
conductive solid. In some embodiments, mixing can both
disrupt the conductive network and density clusters, which
can sever electrical conduction pathways and adversely
impact electrochemical performance.

FIG. 3A-3C are schematic diagrams of an electrochemi-
cally active slurry containing active material 310 and con-
ductive additive 320 in which the quantity of the conductive
additive 320 is not enough to form a conductive network.
FIG. 3A depicts a slurry before any mixing energy has been
applied or after only minimal mixing energy has been
applied. FIG. 3B depicts the slurry with an optimal amount
of mixing energy applied and FIG. 3C depicts the slurry with
an excessive amount of mixing energy applied. As illustrated
in FIG. 3B even with the optimal amount of mixing, the
amount of conductive additive 320 is not adequate to create
an appreciable conductive network throughout the electrode
volume.

FIG. 4A-4C are schematic diagrams of an electrochemical
active slurries containing an active material 410 and con-
ductive additive 420. Contrary to FIG. 3A-C, in this example
the quantity of the conductive additive 420 is enough to form
a conductive network. As shown in FIG. 4A, the conductive
additive 420 is largely in the form of unbranched agglom-
erates 430. The homogeneity of the conductive additive 420
could be characterized as non-uniform at this stage. As
shown in FIG. 4B, the agglomerates 430 have been “broken
up” by fluid shearing and/or mixing forces and have created
the desired “wiring” of the conductive additive agglomerate
440 interparticle network (also referred to herein as “con-
ductive pathway™). As shown in FIG. 4C, the conductive
network has been disrupted by over mixing and the conduc-
tive additive 420 is now in the from of broken and/or
incomplete (or non-conductive) pathways 450. Thus, FIGS.
3A-3C and FIGS. 4A-4C illustrate that an electrochemically
active slurry can include a minimum threshold of conductive
additive 320/420 loading, and an optimal processing regime
between two extremes (i.e., the slurry depicted in FIG. 4B).
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By selecting an appropriate loading of conductive additive
320/420 and processing regime, a semi-solid suspension can
be formed having an appreciable conductive interparticle
network (e.g., conductive additive agglomerate 440 net-
work). In some embodiments, the specific mixing energy
applied can be about 90 J/g to about 150 J/g, e.g., at least
about 90 J/g, at least about 100 J/g, at least about 120 J/g or
at least about 150 J/g inclusive off all ranges therebetween.

The quantity of a conductive additive, i.e., the mass or
volume fraction of the conductive additive (also referred to
herein as the conductive additive “loading”) that is used in
a given mixture relative to other components, such as an
active material, that is suitable for the mixture to achieve a
specified level of bulk electrical conductivity depends on the
cluster state. Percolation theory can be used to select a
loading of conductive additive. Referring now to FIG. 5, a
plot of conductivity of an electrochemical slurry versus
conductive additive loading is shown. As the loading of the
conductive additive increases, so does the conductivity of
the slurry. Three regions of conductivity are depicted on
FIG. 5. At low loadings of conductive additive 522, the
slurry has relatively low conductivity. For example, this
slurry with low conductive additive loading 522 can corre-
spond to the slurry depicted in FIG. 3A-3C, in which there
is insufficient conductive material to form an appreciable
interparticle network. As the conductive additive loading
increases, a percolating network 524 begins to form as
chains of conductive additive are able to at least intermit-
tently provide connectivity between active particles. As the
loading increases further (e.g., as shown in the slurry
depicted in FIGS. 4A-4C), a relatively stable interparticle
networks 530 is formed. The shape and height of the
percolation curve can be modulated by the method of mixing
an properties of the conductive additive, as described herein.

The amount of conductive additive used in a slurry,
however, can be constrained by other considerations. For
example, maximizing battery attributes such as energy den-
sity and specific energy is generally desirable and the
loading of active materials directly influences those attri-
butes. Similarly stated, the quantity of other solids, such as
active material, must be considered in addition to the loading
of conductive material. The composition of the slurry and
the mixing process described herein can be selected to
obtain a slurry of relatively uniform composition, while
enabling clustering of the conductive additive to improve
electrical conductivity. In other words, the slurry can be
formulated and mixed such that a minimum threshold of
conductive additive is included to form the interparticle
network after an appropriate amount of mixing, thereby
maximizing the active material loading. In some embodi-
ments, the amount of conductive additive in the slurry can
be about 0.5% to about 25% by volume, e.g., about 0.5%,
1%, 6%, or 25% by volume, inclusive of all ranges ther-
ebetween. In some embodiments, the electronic conductivi-
ties of the prepared slurries can be at least about 107° S/cm,
at least about 10~> S/cm, at least about 10~* S/cm, at least
about 107> S/cm, or at least about 1072 S/cm, inclusive of all
ranges therebetween.

In some embodiments, the maximum conductive additive
loading at zero active material loading and the maximum
active material loading at zero conductive additive loading
depend on the type of conductive additive and active mate-
rial being used. For example, a linear-type trend of active
material to conductive additive, having a constant rheologi-
cal parameter value (e.g., effective viscosity at a given shear
rate) is generally observed, but other shapes (bowed out,
bowed in, or with an inflection point) are possible. Said
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another way, a constant rheological parameter value can
define a region in which “workable” formulations can be
selected. The region can depend on, for example, materials
being used, and can also be determined experimentally. In
some embodiments, a workable formulation can have up to
about 20% by volume of a conductive additive with a
surface area less than 40 m*/g, up to about 5% by volume of
a conductive additive with a surface area less than 1,000
m?/g, and up to about 52% by volume of lithium titanate
with a tap density of 1.3 g/cc.

In some embodiments, it is desirable for the electrochemi-
cally active slurry to be “workable,” in order to facilitate
material handling associated with battery manufacturing.
For example, if a slurry is too fluid it can be compositionally
unstable. In other words, the homogeneity can be lost under
exposure to certain forces, such as gravity (e.g., solids
settling) or centrifugal forces. If the slurry is unstable, solid
phase density differences, or other attributes, can give rise to
separation and/or compositional gradients. Said another
way, if the slurry is overly fluidic, which may be the result
of'low solids loadings or a significantly disrupted conductive
network, the solids may not be sufficiently bound in place to
inhibit particle migration. Alternatively, if an electrochemi-
cally active slurry is too solid, the slurry may break up,
crumble, and/or otherwise segregate into pieces, which can
complicate processing and dimensional control. Formulat-
ing the slurry within a band of adequate workability can
facilitate easier slurry-based battery manufacturing. Work-
ability of a slurry can typically be quantified using rheo-
logical parameters which can be measured using rheometers.
Some examples of different types of rheometers that can be
used to quantify slurry workability include: strain or stress-
controlled rotational, capillary, slit, and extensional.

As described herein, the mixing speed (which may be
fixed, staged, continuously varied, oscillated, and/or con-
trolled according to a feedback signal) and duration of
mixing (or of certain stages) can affect the establishment and
stability of electrical conductivity in the carbon matrix and
corresponding voltage efficiency in the cell, and the com-
positional homogeneity amongst all material components.
The formation and stability of electrical conductivity can be
diminished by high shear or extended mixing. High shear
and/or extended mixing, however, can facilitate homogene-
ity, which can support local electrode balancing and long
cycle life. Additionally, material “workability,” which can
enable more efficient processing and handling during manu-
facture and/or long term local compositional stability (e.g.,
no “settling” of solids within the finished electrode), can also
be affected by mixing speed and duration.

Feeding of components to the mixer, extruder, or other
combining equipment can be facilitated by ram feeding
chutes or similar fixed displacement devices. The rate at
which components are fed into the combining equipment
can be set or controlled, which can limit shear history
accumulation for material that is added first.

Active materials and conductive additives of different
types, structure, morphology, and/or made by different pro-
cesses can have different interactions with different compo-
nents in the mixtures. This can result in slurries having the
same solid to electrolyte ratio with different rheological
properties.

In some embodiments, the ratios between active material,
conductive additive, and electrolyte can affect the stability,
workability, and/or rheological properties of the slurry. FIG.
6A-6C depict electrode slurry mixtures with different load-
ings of active material and conductive additive relative to
the electrolyte. At a low loading 610 (FIG. 6A), i.e., a slurry
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in which there is relatively little active material and con-
ductive additive relative to the electrolyte, can result in an
unstable or “runny” mixture. As shown, phase separation,
i.e., separation of the of the active material and conductive
additive (solid phase) from the electrolyte (liquid phase), can
be observed in the low loading 610 mixture. On the contrary,
at a high loading mixture 630 (FIG. 6C) where the maximum
packing of solid materials in the electrolyte has been
exceeded, the mixture is too dry and is not fluidic enough to
be conveyed or processed to a desired shape or thickness.
Therefore, as shown in FIG. 6B, there is an optimal loading
mixture 620 where the slurry is stable (i.e., the solid particles
are maintained in suspension) and is sufficiently fluidic to be
workable into electrodes.

The “workable” slurries with different solids loadings can
be evaluated for flowability and processability. The rheo-
logical behavior of the slurries can indicate processability
under pressure driven flows, such as in a single or twin screw
extrusion and/or flow through a die. The slurries can be
categorized as “suspensions” with different loading levels
and a low viscosity liquid medium/matrix. The flow behav-
ior of such suspensions can be dependent on size distribu-
tion, shape and volume fraction of solid particles, particle-
particle and particle-matrix interactions, and matrix
rheology. In some embodiments, slurries can be selected
based on rheology, which can be used to predict favorable
processability of the slurries and/or desired electrochemical
performance. The rheology of the “workable” slurries can be
governed by the compositional formulation, e.g., different
active materials and conductive additives loaded at various
concentrations and/or homogeneity of the slurries.

In some embodiments, a type and loading level of con-
ductive additive can be selected, which can form a gel like
network that holds the suspension together and can prevent
separation. At this level of loading, different types of con-
ductive additives can, depending on their structure, form
slurries with different rheological characteristics at the same
loading levels. Alternatively, at a given volume loading level
of active material, it is possible to pack different amounts
and/or different types of conductive additives into slurries
that can have the same rheology. Similarly, the type of active
material incorporated into the formulation at given volume
loading level and type of conductive additive can effect the
rheological properties of the slurries. Additionally, the par-
ticle size, aspect ratio and particle size distribution of the
solids (e.g., the active material and/or the conductive addi-
tive) can impact the rheology of the slurry.

In some embodiments, the conductive additive can affect
the rheology of the suspension. Thus, in such embodiments,
at the same loading levels of conductive additive, increasing
concentrations of active materials can contribute to the
rheology of the slurry by increasing the shear viscosity of the
suspension. FIG. 7 illustrates rheological characteristics
including the apparent viscosity (1, Pa-s) and apparent
shear rate (y,,, s~!) for various formulations of slurries that
are formulated from about 35% to about 50% by volume
NMC and about 6% to about 12% by volume of conductive
additive C45. FIG. 8 illustrates the rheological characteris-
tics described herein for various formulations of slurries
formulated from about 35% to about 50% by volume
graphite (PGPT) and about 2% to about 10% by volume of
the conductive additive C45. The apparent viscosity of the
slurries described herein decreases as the apparent shear rate
increases.

A capillary rheometer can be utilized to characterize
rheological behavior of slurries with different compositions.
Capillary rheometers use a pressure driven tflow to deter-
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mine, for example, processability of a suspension by sub-
jecting the material to shear rates higher than 10! s7*. In a
capillary rheometer, the suspension in a reservoir/barrel can
flow through a capillary tube/die under pressure generated
by a piston. The flow and deformation behavior of the
suspension can be characterized through generating flow
rate versus pressure drop data by using various capillary dies
with different diameters, lengths and entrance angels.

The flow of a suspension can be described by different
mechanisms depending on the suspension properties, i.e.,
yield stress, matrix viscosity, loading levels, particle inter-
action, and wall slip behavior controlled by such properties.
In some embodiments, the suspension can flow with or
without slip. In some embodiments, the suspension can flow
like a plug without deformation at stresses below the yield
stress. The highly loaded slurry suspension can be charac-
terized by a strong slip mechanism and with a high yield
stress of around 35,000 Pa.

The slurry suspensions can be prone to separation and
flow instabilities, structure development, mat formation and/
or binder filtration when flowing under a critical shear stress
values due to a low viscosity liquid matrix in the formula-
tion. Such behavior can be characterized using a capillary
rheometer using a small diameter and a long L/D. The
compositional formulation, especially conductive carbon
loading levels, and the extrusion temperature can impact
such structural changes during a pressure driven flow. FIG.
9 and FIG. 10 illustrate time-pressure graphs for various
formulations of a first slurry that includes about 35%-50%
NMC and about 6%-12% C45 (FIG. 9) and various formu-
lations of a second slurry that includes about 45%-50%
PGPT and about 2%-6% C45 (FIG. 10). As shown herein,
varying amounts of pressure are required to dispense or flow
a predefined quantity of slurry within a predetermined time
period depending on the rheological characteristics of the
slurry, for example the apparent viscosity and the apparent
shear rate. In some embodiments, the apparent viscosity of
the prepared slurry at an apparent shear rate of about 1,000
s™' can be less than about 100,000 Pa-s, less than about
10,000 Pa-s, or less than about 1,000 Pa-s. In some embodi-
ments, the reciprocal of mean slurry viscosity can be greater
than about 0.001 1/(Pa-s). Some slurry formulations include
three main components such as, for example, active material
(e.g., NMC, lithium iron phosphate (LFP), Graphite, etc.),
conductive additive (e.g., carbon black), and electrolyte
(e.g., a mix of carbonate based solvents with dissolved
lithium based salt) that are mixed to form the slurry. In some
embodiments, the three main components are mixed in a
batch mixer. In some embodiments, active materials are first
added to the mixing bowl followed by solvents. In some
embodiments, the electrolyte can be incorporated homoge-
neously with a dense active material without experiencing
any ‘backing out’ of material from the mixing section of the
mixing bowl to form an intermediate material. Once the
solvent and active materials are fully mixed, they can form
a loose, wet paste. The conductive additive can be added to
this intermediate material (i.e., loose paste), such that it can
be evenly incorporated into the mix. In some embodiments,
the active material can tend not to aggregate into clumps. In
other embodiments, the components can be combined using
another order of addition, for example, the solvent can be
added first to the mixing bowl, then the active material
added, and finally the additive can be added. In other
embodiments, the slurry can be mixed using any other order
of addition.

The mixer (e.g., the batch mixer) can add dispersive shear
energy to the bulk material being mixed. The mixing energy
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can be normalized to the mass of material being mixed,
which can provide a quantifiable metric for how much work
was done to mix a given sample. As mixing progresses with
time, mixing energy increases. At the beginning of a mixing
operation, when a relatively low amount of mixing energy
has been added to the slurry, the mixture can exhibit low
homogeneity, e.g., material may not be evenly distributed
throughout the bulk of the mixture. Additionally, a slurry
having had a relatively small amount of mixing energy
added can have low flowability and/or formability. For
example, if the liquid phase of the mixture has not been
uniformly distributed among the solid particles, aggregates
of solid material (e.g., the conductive additive) can remain.
In some embodiments, such aggregates can be smaller than
is visible to the naked eye, yet, these aggregates can cause
the slurry to be “dry” or “crumbly.” Furthermore, a slurry
having a small amount of mixing energy can exhibit a lack
of ductility, which can include the tendency of the material
to fracture instead of spread as it is formed.

As mixing energy increases, homogeneity of the mixture
can increase. If mixing is allowed to continue, eventually
excessive mixing energy can be imparted to the slurry. For
example, as described herein, excessive mixing energy can
produce a slurry characterized by low electronic conductiv-
ity. As mixing energy is added to the slurry, the aggregates
of conductive additive can be broken up and dispersed,
which can tend to form a network like conductive matrix, as
described above with reference to FIGS. 3 and 4. As mixing
continues, this network can degrade as carbon particles are
separated from each other, forming an even more homog-
enous dispersion of carbon at the microscopic scale. Such an
over-dispersion and loss of network can exhibit itself as a
loss of electronic conductivity, which is not desirable for an
electrochemically active slurry. Furthermore, a slurry having
excessive mixing energy imparted to it can display unstable
rheology. As the carbon network affects mechanical, as well
as electronic characteristics of the slurry, formulations
which have been over mixed tend to appear “wetter” than
slurries subjected to a lesser amount of mixing energy.
Slurries having experienced an excessive amount of mixing
energy also tend to show poor long term compositional
homogeneity as the solids phases tend to settle due to
gravitational forces. Thus, a particular composition can have
favorable electrical and/or rheological properties when sub-
ject to an appropriate amount of mixing. For any given
formulation, there is a range of optimal mixing energies to
give acceptable dispersion, conductivity and rheological
stability.

FIGS. 11-13 are plots illustrating an example mixing
curve, comparative mixing curves of low and high active
material loading for the same carbon additive loading, and
comparative mixing curves of low and high carbon additive
loading for the same active material loading, respectively.

FIG. 11 depicts a mixing curve including the specific
mixing energy 1110, the speed 1140, and the torque 1170, of
slurry, according to an embodiment. The first zone 1173
shows the addition of the raw materials. In some embodi-
ments, the active material is added to the mixer, then the
electrolyte, and finally the conductive additive (carbon
black). The carbon additive takes the longest time to add to
the mixing bowl due to the difficulty of incorporating a light
and fluffy powder into a relatively dry mixture. The torque
curve 1170 provides an indication of the viscosity, particu-
larly, the change in viscosity. As the viscosity of the mixture
increases with the addition of the carbon black, the torque
required to mix the slurry increases. The increasing viscosity
is indicative of the mechanical carbon network being



US 9,484,569 B2

17

formed. As the mixing continues in the second zone 1177,
the mixing curve shows the dispersion of the raw materials
and relatively lower viscosity as evidenced by the decreased
torque required to mix the slurry.

FIG. 12 illustrates the difference between a low and high
loading of active materials. It can be seen from this curve
that the length of time needed to add the conductive carbon
additive is approximately equal for low and high active
loadings, but the overall torque (and consequently the mix-
ing energy) is much higher for the higher active loading.
This is indicative of a much higher viscosity.

FIG. 13 illustrates the difference between a low and high
conductive carbon additive loading for the same active
material loading. The mixing curve for the high carbon
loading includes the specific mixing energy 1310, the speed
1340 and the torque 1373. The first zone 1373 shows the
addition of raw materials. As the viscosity of the mixture
increases with the addition of the carbon black, the torque
required to mix the slurry increases as seen in the first
mixing zone 1375. The increasing viscosity is indicative of
the carbon network being formed. As the mixing continues
in the second zone 1377, the mixing curve shows the
dispersion of the raw materials and relatively lower viscosity
as evidenced by the decreased torque required to mix the
slurry. It should be noted that the time needed to add the
carbon conductive additive is much longer for the high
carbon loading and the overall torque (and mixing energy)
is also much higher. This mixing curve illustrates that carbon
loading has a much higher impact on material viscosity than
active material loading.

As described herein, compositional homogeneity of the
slurry will generally increase with mixing time and the
compositional homogeneity can be characterized by the
mixing index. FIG. 14 illustrates the specific energy input
required to achieve different mixing indexes for slurries of
different conductive additive loadings. As shown, a higher
amount of specific energy input is required to achieve the
desired specific index, e.g., about 0.95 as the vol % of
conductive additive is increased in the slurry formulation. In
some embodiments, the slurry is mixed until the slurry has
a mixing index of about 0.8, of about 0.9, of about 0.95 or
about 0.975, inclusive of all mixing indices therebetween.

FIG. 15 illustrates the effect of mixing on certain slurry
parameters that include the mixing index and the electronic
conductivity of the slurry, according to an embodiment. The
mixing index 1580 rises monotonically while electronic
conductivity 1590 initially increases (as conductive network
is dispersed within the media), achieves a maximum value,
and then decreases (network disruption due to “over mix-
ing”).

In some embodiments, processing parameters can influ-
ence electronic conductivity, which is an important param-
eter for electrochemically active slurries. For example, FIG.
16 demonstrates that processing time can be selected to alter
electronic conductivity and morphology of the semi-solid
electrodes. Examples of such results are shown in FIG. 16,
which depicts the conductivity of certain slurries that
include about 35% NMC and about 2%-15% conductive
additive C45, as a function of mixing time. As seen in FIG.
16, longer mixing time can yield samples with lower con-
ductivities.

Similarly, FIGS. 17A-17D are micrographs of a slurry
subjected to two different mixing times showing that carbon
conductive additive agglomeration tends to increase in a
sample mixed for a longer time 1710 (FIG. 17A-17B), as
compared to a sample that was mixed for a shorter time 1720
(FIG. 17C-17D).
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In some embodiments, the mixing time can have a simul-
taneously impact mixing index and conductivity of an
electrode slurry. FIG. 18 illustrates the effect of mixing time
on the mixing index and conductivity of various slurry
formulations that include about 45%-50% NMC and about
8% C45. Here, and in subsequently presented measurements
of mixing index, the mixing index is measured by taking
sample volumes of 0.12 mm® from a batch of the electrode
slurry that has a total volume greater than the sum of the
individual sample volumes. Each sample volume of slurry is
heated in a thermo gravimetric analyzer (TGA) under flow-
ing oxygen gas according to a time-temperature profile
beginning with a 3 minute hold at room temperature, fol-
lowed by heating at 20° C./min to 850° C., with the
cumulative weight loss between 150° C. and 600° C. being
used to calculate the mixing index. As shown in FIG. 18, the
mixing index is observed to increase but the conductivity is
observed to decrease with increased mixing times. In these
embodiments, a mixing time of about 2 minutes provided a
good compromise between the conductivity and the mixing
index, e.g., the slurry composition composed of 50% NMC
and 8% C45 was observed to have a mixing index of about
0.95 and a conductivity of about 0.02 S/cm. Any further
mixing has a negative impact on the conductivity.

FIG. 19 illustrates the effect of mixing time on the mixing
index and conductivity of various slurry formulations that
include about 45%-50% PGPT and about 2%-4% C45. For
the 50% PGPT and 2% C45 mixture, the conductivity is
observed to initially rise, peaking at a 4 minute mixing time,
and then decrease by more than a factor of two at 24
minutes—consistent with the trend described in FIG. 15.
Therefore the mixing times required to get an optimal
mixing index and conductivity of a slurry depend on the
slurry formulation.

In some embodiments, shear rate can influence mixing
dynamics and conductivity. As a result, in some embodi-
ments, the selection of mixing element rotation speed,
container and/or roller size, clearance dimensions/geometry,
and so forth can have an effect on conductivity. FIG. 20 is
aplot depicting conductivity as a function of mixing time for
two different shear conditions. As shown, the slurry sub-
jected to the lower shear mixing 2010 is less sensitive to
over mixing. The slurry subject to higher shear mixing 2020
has a slightly higher peak conductivity, reaches the maxi-
mum conductivity with less mixing, and is more sensitive to
over mixing. In some embodiments, the optimal mixing time
can be 20 seconds, 2 minutes, 4 minutes or 8 minutes,
inclusive of mixing times therebetween.

In some embodiments, particle size, shape, aspect ratio,
and distribution of the solid particles in the slurry suspension
can be selected to determine loading levels.

In some embodiments, temperature control during pro-
cessing can be employed, which can reduce electrolyte
evaporation. By controlling the temperature of the slurry,
rheology, conductivity, and/or other characteristics of the
slurry can be improved.

In some embodiments, the electrolyte can include a mix-
ture of solvents with differing levels of volatility and vapor
pressures. Temperature can have an effect on the evaporation
rate of this mixture as well as which components will
preferentially evaporate before others, which can change the
composition and/or the performance of the electrolyte. FIG.
21 depicts the percentage loss of electrolyte with tempera-
ture and mixing duration. Reduced total electrolyte and loss
of the more volatile components of the electrolyte in the
slurry mixture can reduce the ionic conductivity of the
slurry, subsequently increasing the voltage polarization and
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decreasing the efficiency and capacity of the battery. By
reducing and/or controlling processing temperatures, evapo-
ration and subsequent changes to the composition of the
slurry can be decreased, and can lead to a more easily
controllable process.

In some embodiments, for example, where electrolyte loss
occurs, a “compensation” step can be added to the process.
This step can include adding a surplus of the electrolyte
and/or components of the electrolyte (e.g., the more volatile
electrolyte components) during some stage of the process-
ing. The stage at which this addition is made could be during
initial mixing of the electrolyte, during final cell assembly or
at any other step.

In some embodiments, temperature control can also be
used to control electrolyte viscosity, which can affect the
rheological behavior of the slurry. FIG. 22 illustrates the
effect of varying temperature on the apparent viscosity and
apparent shear stress of an anode slurry composition that
includes about 45% PGPT and about 4% C45, according to
an embodiment. The anode slurry was formulated at a first
temperature of -2 degrees Celsius and a second temperature
of 5 degrees Celsius. As the temperature of the slurry and/or
electrolyte decreases, the viscosity increases. As the viscos-
ity of the electrolyte increases, the force it exerts on the solid
particles in suspension as it flows increases. Electrolyte
and/or slurries with higher viscosities will tend to decrease
the propensity of the solid components of the slurry (active
and conductive additive) to move slowly and build up into
‘plugs’ of solid material. FIG. 23 illustrates the effect of
varying temperature on the apparent viscosity and shear
stress of a cathode slurry composition that includes about
50% NMC and about 8% C45, according to an embodiment.
The cathode slurry was formulated at a first temperature of
5 degrees Celsius and a second temperature of approxi-
mately room temperature (RT) (e.g., 25 degrees Celsius).
Similar to anode slurry formulation of FIG. 22, viscosity of
the cathode slurry increases with decreasing temperature

In some embodiments, the temperature of the electrolyte
and/or the slurry can have an effect on the adhesion of the
slurry to other materials, such as process equipment. At low
temperatures, the slurry can have a lower level of adhesion
to typical materials used in processing. Conversely, when
the slurry is applied to a substrate (e.g., a metallic foil or
polymer film) to which adhesion is desired, raising the
slurry/substrate interface temperature can act to promote
adhesion.

In some embodiments, a processing temperature can be
approximately 10 degrees Celsius. In some embodiments,
the processing temperature can be lower than 10 degrees
Celsius. The processing temperature can be selected to
increase the slurry flow stability, for example, by modulating
the viscosity of the liquid phase (e.g. electrolyte). Said
another way, for a given flow geometry, slurry composition,
and driving force, the slurry may experience loss of com-
positional uniformity (i.e., segregate) at one temperature, but
may experience no loss of compositional uniformity at a
different temperature. In some embodiments, the slurry flow
stability can be modified (e.g., by temperature selection) to
improve the conveyance of material through process equip-
ment (e.g., extruder, extrusion die, etc.). In some embodi-
ments, the slurry flow stability can be modified to decrease
slurry adhesion to process equipment (e.g., calendar roll,
cutting blades, etc.). In some embodiments, the slurry flow
stability can be modified to cause desired adhesion to
laminating substrates (e.g., metallic foils or polymer films).
In some embodiments, the processing temperature can be
selected to minimize, or otherwise control, the amount of
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electrolyte evaporation. In some embodiments, the process-
ing temperature can be varied throughout the process to
achieve the desired characteristics at different steps.

In some embodiments, ultrasonication can be used to
modulate the conductive network in slurries. For example,
vibratory excitation (ultrasonication, vibration, acoustical)
can be applied to mixing devices, conveying/compounding
devices, and/or the slurry itself (in a container or in situ).

In some embodiments, conductive additives can have
aggregation and agglomeration characteristics (surface ener-
gies and interparticle forces) that can be modulated by other
means, including: temperature, exposure to light or other
tuned radiation, application of electrical or magnetic fields,
use of additives in the liquid phase of the slurry, specialized
coatings on active materials, addition of chemical moieties
to the conductive additive, and/or operation in an electro-
chemical operational configuration before, during, and/or
after one or more process steps. For example, a salt can be
added before, during and/or after processing.

Battery electrolyte can include one or more solvents, e.g.,
various organic carbonates. In some embodiments a battery
electrolyte can include one more salts. In some embodi-
ments, the electrolyte can contain other additives, for
example, surfactants, dispersants, thickeners, and/or any
other suitable agents. In some embodiments, the additive can
modify the properties of the electrolyte, for example to
facilitate flowability, processability, compositional stability,
workability, and/or overall manufacturability. The additive
can include, for example, fluorinated carbonate derivatives,
such as those developed by Daikin industries. These addi-
tives can modify slurry properties in desirable ways, such as,
for example: (1) increasing liquid phase viscosity—which
expands the range of shear rates that can be used in pro-
cessing while maintaining fluid-solid compositional homo-
geneity, (2) increasing lubricity—which expands the slip-
ping region during flow and preserves homogeneity, and
possibly reduces energy inputs related to processing, (3)
reducing mixture vapor pressures, leading to reduced losses
during processing in unconfined spaces, among others. In
some embodiments, additives such as these may have
adverse effects on electrochemical performance, however,
the advantages they afford for battery production can out-
weigh adverse effects.

In some embodiments, the following battery architectures
can utilize the approaches described herein: (1) those in
which both electrodes are slurry-based, (2) those in which
one electrode is slurry-based and the other conventionally
cast, (3) those where one electrode is slurry-based and the
other is designed to consume and utilize a gas-phase reac-
tant, e.g. oxygen from air. Designs can include single
anode-cathode pairs (unit cells), prismatic assemblies with a
multiplicity of anode/cathode pairs stacked atop one another,
spiral wound assemblies, jelly roll assemblies, and other
variants.

In some embodiments, the active materials can include
lithium titanate, graphite, silicon alloys, tin alloys, silicon-
tin alloys, lithium iron phosphate, lithium transition metal
oxides, magnesium compounds, bismuth, boron, gallium,
indium, zinc, tin, antimony, aluminum, titanium oxide,
molybdenum, germanium, manganese, niobium, vanadium,
tantalum, iron, copper, gold, platinum, chromium, nickel,
cobalt, zirconium, yttrium, molybdenum oxide, germanium
oxide, or any other suitable active material. In some embodi-
ments, the conductive additives can include carbon (high
e.g. Ketjen black or low e.g. C45, specific surface area,
graphite—natural or manmade, graphene, nanotubes or
other nano-structures, vapor grown carbon fibers, pelletized
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carbons, hard carbon, et al), metal powders (e.g. aluminum,
copper, nickel), carbides, and mixtures thereof. In some
embodiments, the electrolytes included in the slurries can
include ethylene carbonate, propylene carbonate, butylene
carbonate, and their chlorinated or fluorinated derivatives,
and a family of acyclic dialkyl carbonate esters, such as
dimethyl carbonate, diethyl carbonate, ethylmethyl carbon-
ate, dipropyl carbonate, methyl propyl carbonate, ethyl
propyl carbonate, dibutyl carbonate, butylmethyl carbonate,
butylethyl carbonate, butylpropyl carbonate, y-butyrolac-
tone, dimethoxyethane, tetrahydrofuran, 2-methyl tetrahy-
drofuran, 1,3-dioxolane, 4-methyl-1,3-dioxolane, diethyl
ether, sulfolane, methylsulfolane, acetonitrile, propiononi-
trile, ethyl acetate, methyl propionate, ethyl propionate,
dimethyl carbonate, tetraglyme, and the like.

In some embodiments, the progression of mixing index
over time for a fixed RPM (e.g., 100 RPM) mixing speed can
depend on the composition of the materials being mixed. For
example, FIG. 24 illustrates the mixing index at 100 rpm
over time for a first cathode composition that includes about
45% NMC and about 8% (45, and a second cathode
composition that includes about 50% NMC and about 8%
C45. The mixing index of FIG. 25 illustrates the mixing
index at 100 rpm over time for a first anode composition that
includes about 45% PGPT and about 4% C45 and a second
anode composition that includes about 50% PGPT and 2%
C45. In each case, nine samples having volumes in the range
of'about 0.1-0.2 cubic millimeters were used to quantify the
mixing index. As shown in FIG. 24 and FIG. 25 the cathode
and anode slurries show an increase in the mixing index with
mixing time. As shown in FIG. 25, the mixing index can, for
example, plateau after a certain mixing time, e.g., 8 minutes,
after which any more mixing does not cause an increase in
the mixing index.

In some embodiments, different mixing processes can
produce different degrees of mixing (i.e., mixing index) and
electrical conductivity for the same anode and/or cathode
composition. For example, FIG. 26 illustrates the mixing
index and electrical conductivity for an anode composition
that includes about 35% PGPT and about 2% C45, mixed at
a fixed mixing speed of 100 RPM for 4 minutes with four
different mixing techniques (e.g., hand-mixed, roller, sigma
and CAM). As shown, sigma achieves better uniformity
(i.e., higher mixing index), but roller achieves higher elec-
trical conductivity. Furthermore, CAM achieves the highest
uniformity (e.g., mixing index of about 0.96) and electrical
conductivity (e.g., 0.33 S/cm) under these mixing condi-
tions. FIG. 27 illustrates the mixing index and electrical
conductivity for a first cathode composition that includes
about 35% NMC and 8% C45 and a second electrode
composition that includes about 45% NMC and 8% C45,
both mixed at a fixed mixing speed of 100 RPM for 4
minutes with two different mixing techniques (e.g., CAM
and roller). While the 35% NMC/8% C45 slurry achieves a
higher mixing index with the roller mixer, the 45% NMC/
8% C45 slurry achieves a higher mixing index with the
CAM roller.

In some embodiments, the type of mixing process used
can also have an effect on the conductivity of the slurry. For
example, FIG. 28, illustrates the mixing index and conduc-
tivity of an anode composition that includes about 45%
PGPT and about 4% C45, mixed using a first mixing process
(e.g., roller blade) or a second mixing process (e.g. CAM
blade) for a time period of 1 minutes or 4 minutes. As shown
herein, for relatively short mixing times (e.g. 1 minute),
some mixing types (e.g., roller) actually achieve higher
uniformity than other mixing types (e.g., CAM). However,
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over time (e.g. 4 minutes), the mixing index for the two
types of mixing types reverses with the CAM producing
higher uniformity. Furthermore, a higher conductivity can be
achieved after mixing for longer time periods (e.g., 0.45
S/cm) in some cases.

In some embodiments, the mixing time can affect the
flowability of a slurry which is an indicator of slurry
stability. For example FIGS. 29-30 illustrate data from
rheometer testing to assess the compositional stability of a
first anode slurry formulation, which includes about 45%
PGPT and 4% C45, and a second anode slurry formulation
that includes 50% PGPT and about 2% C45, respectively.
Each of the first and the second anode slurry formulations
was mixed for 1 minute, 2 minutes, 4 minutes or 8 minutes.
Under a stable set of process conditions, the pressure
required to drive the slurry typically remains relativity
constant in time. The timescale of pressure deviating from
flat is an indicator of stability. In FIG. 30, the first anode
slurry formulation with the highest stability is one with an
intermediate mixing time of 4 minutes, slurries mixed for
less (1 and 2 minutes) and more (8 minutes) are less stable.
In FIG. 30, a similar trend is observed for the second anode
slurry formulation. FIG. 31 shows micrographs of the first
anode slurry and the second anode slurry which were mixed
for the various time periods as described herein. As shown
herein, the first and the second anode slurry mixed for 4
minutes are the most stable.

Referring now to FIGS. 32-33, data from rheometer
testing to assess the compositional stability of a first cathode
slurry formulation that includes about 50% NMC and 8%
C45, and a second cathode slurry formulation that includes
45% NMC and about 8% C45, respectively. Each of the first
and the second cathode slurry formulations was mixed for 4
minutes or 8 minutes. Results from slurries mixed at 1
minute are not shown as they were too unstable to hold
shape. As shown in FIG. 30 and FIG. 31, the first and second
cathode slurries mixed for 4 minutes or 8 minutes show
equally good rheological characteristics. FIG. 34 shows
micrographs of the first cathode slurry and the second
cathode slurry, which were mixed for the various time
periods as described herein. As shown, the first and second
cathode slurries mixed for 1 minute are unstable and break-
ing apart, while the first and second cathode slurries mixed
for 4 or 8 minutes are stable.

Conductivity, homogeneity, and rheological parameters
like viscosity are slurry characteristics that can be measured
outside of an electrochemical cell. These are used as indi-
cators of potential electrochemical performance, life, and
processability, and are important “figures of merit” for
slurries. That said, others parameters such as, for example,
ionic conductivity, dynamic electrical response e.g. imped-
ance, modulus of elasticity, wettability, optical properties,
and magnetic properties can be used as indicators of elec-
trochemical performance.

In some embodiments, determining if a slurry has useful
electrochemical properties can include verifying perfor-
mance of the slurry in an electrochemical cell. Discharge
capacity at C/10 or higher current rate that is of at least 80%
of'the theoretical capacity of the electrode over a cell voltage
range from 50% to 150% of the discharge voltage at which
the magnitude of the differential capacity dQ/dV reaches a
maximum can serve as a reference definition for a slurry to
have useful electrochemical properties. The following
examples show the electrochemical properties of various
semi-solid electrodes formed using the slurry preparation
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methods described herein. These examples are only for
illustrative purposes and are not intended to limit the scope
of the present disclosure.

Example 1

An LFP semi-solid cathode was prepared by mixing 45
vol % LFP and 2 vol % carbon black with an ethylene
carbonate/dimethyl carbonate/LLiPF based electrolyte. The
cathode slurry was prepared using a batchmixer with a roller
blade fitting. Mixing was performed at 100 rpm for 2
minutes. The semi-solid slurry had a mixing index greater
than 0.9 and a conductivity of 1.5x10™* S/cm. The slurry was
made into an electrode of 250 um thickness and was tested
against a Li metal anode in a Swagelok cell configuration.
The cell was tested using a Maccor battery tester and was
cycled between a voltage range of V=2-4.2 V. The cell was
charged using a constant current-constant voltage with a
constant current rate at C/10 and C/8 for the first two cycles
then at C/5 for the latter cycles. The constant current charge
is followed by a constant voltage hold at 4.2 V until the
charging current decreased to less than C/20. The cell was
discharged over a range of C-rates between C/10 and 5 C.

FIG. 35A illustrates the charge and discharge capacities as
a function of the discharge C-rate for the semi-solid elec-
trode of Example 1, and 35B illustrates a representative
charge and discharge curve at low C-rates. The nominal cell
capacity of 2.23 mAh corresponds to complete utilization of
the LFP cathode active material. It is seen that a majority of
the cell capacity is obtained under the test conditions for
C-rates up to 1 C.

Example 2

An NMC semi-solid cathode was prepared by mixing 45
vol % NMC and 8 vol % carbon black with an ethylene
carbonate/dimethyl carbonate/LLiPF based electrolyte. The
cathode slurry was prepared using a batchmixer with a roller
mill blade fitting. Mixing was performed at 100 rpm for 4
minutes so that the semi-solid slurry had a mixing index
greater than 0.9 and a conductivity of 8.5x107> S/cm. The
cathode was tested against a i metal anode using the same
cell configuration as in Example 1. The cell was tested using
a Maccor battery tester and was cycled between a voltage
range of V=2-4.3 V. The cell was charged using a constant
current-constant voltage with a constant current rate at C/10
and C/8 for the first two cycles then at C/5 for the latter
cycles. The constant current charge was followed by a
constant voltage hold at 4.2 V until the charging current was
less than C/20. The cell was discharged over a range of
C-rates between C/10 and 5 C.

FIG. 36A illustrates the charge and discharge capacities as
a function of the discharge C-rate for the semi-solid elec-
trode of Example 2, and 36B illustrates a representative
charge and discharge curve at low C-rates. The nominal cell
capacity of 3.17 mAh corresponds to complete utilization of
the NMC cathode active material over the voltage range
tested. It is seen that a majority of the cell capacity is
obtained under the test conditions for C-rates up to C/2.

Example 3

An NMC semi-solid cathode was prepared by mixing 55
vol % NMC and 4 vol % carbon black with an ethylene
carbonate/dimethyl carbonate based/LiPF6 based electro-
lyte. The cathode slurry was prepared using a batchmixer
with a roller blade fitting. Mixing was performed at 100 rpm
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for 4 minutes so that the semi-solid slurry had a mixing
index greater than 0.9 and a conductivity of 8.4x10™* S/cm.
The cathode slurry was tested against [.i metal using the
same cell configuration and test procedure as in Example 2.

FIG. 37A illustrates the charge and discharge capacities as
a function of the discharge C-rate for the semi-solid elec-
trode of Example 3, and 37B illustrates a representative
charge and discharge curve at low C-rates. The nominal cell
capacity of 2.92 mAh corresponds to complete utilization of
the NMC cathode active material over the voltage range
used. It is seen that a majority of the cell capacity is obtained
under the test conditions for C-rates up to C/2.

Example 4

An NMC semi-solid cathode was prepared by mixing 60
vol % NMC and 2 vol % carbon black with an ethylene
carbonate/dimethyl carbonate/LiPF6 based electrolyte. The
cathode slurry was prepared using a batchmixer with a roller
blade fitting. Mixing was performed at 100 rpm for 4
minutes. The cathode slurry was tested against [.i metal
using the same cell configuration and test procedure as in
Example 2.

FIG. 38A illustrates the charge and discharge capacities as
a function of the discharge C-rate for the semi-solid elec-
trode of Example 4, and 38B illustrates a representative
charge and discharge curve at low C-rates. The nominal cell
capacity of 3.70 mAh corresponds to complete utilization of
the NMC cathode active material over the voltage range
used. It is seen that a majority of the cell capacity is obtained
under the test conditions for C-rates up to C/2.

In some embodiments, cell stability under cycle testing
can also be used to evaluate slurries and/or electrochemical
cell performance. Stability means sufficiently high retention
of electrochemical capacity from cycle to cycle such as, for
example, 99% or higher. The following examples demon-
strate cell stabilities under cycle testing of two slurry for-
mulations prepared using the semi-solid electrode prepara-
tion methods described herein.

Example 5

An NMC semi-solid cathode was prepared by mixing 35
vol % NMC and 8 vol % carbon black with an ethylene
carbonate/dimethyl carbonate/LLiPF 4 based electrolyte. The
cathode slurry was prepared using a batchmixer with a roller
blade fitting. Mixing was performed at 100 rpm for 4
minutes. This yielded a semi-solid cathode suspension hav-
ing a mixing index of 0.987 and a conductivity of 5x1073
S/cm. A graphite semi-solid anode was prepared by mixing
35 vol % graphite and 2 vol % carbon black in the same
composition electrolyte as used for the cathode. The anode
slurry formulation was mixed at 100 rpm for 20 seconds to
yield a semi-solid anode suspension having a mixing index
01 0.933 and a conductivity of 0.19 S/cm. The cathode and
anode semi-solid slurries were formed into electrodes, each
with 500 um thickness. The electrodes were used to form a
NMC-Graphite based electrochemical cell having active
areas for both cathode and anode of approximately 20 cm?.
The cell was cycled between 2.75-4.2 V at various C rates.
Over this voltage range the expected specific capacity of the
NMC cathode is 155 mAh/g. The cell was cycled using a
constant current-constant voltage charging (CC-CV) and a
constant current discharge protocol between 2.75-4.2 V. At
certain stages of testing a pulse charge and discharge test
was performed (indicated on the plot by “DCR”). During the
DCR test cycle, the capacity value for that cycle is then
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appeared to be close to zero on the plot (e.g. cycle 14”, 34"
and 557). For the constant current-constant voltage charge
steps, the cell was subjected to a constant current at the rate
specified e.g CC/10 and as the voltage limit was reached, the
cell was charged at a constant voltage until the current drop
below C/20 before it was switched to discharge. Constant
current was used for all discharging steps. The discharge
current was the same current as the charge current on that
cycle. For example, a CC-CV/10 cycle defined on the chart
means that the cell was charged using a constant current of
C/10, followed by a constant voltage charge until the current
value dropped to C/20. The cell was then discharge at C/10
until the lower voltage limit was reached. The number of
cycle of that type of charge/discharge protocol is indicated
as “x number of cycle”. For example, “CC-CV/5x3” means
that during that stage of testing, the cells were charged at a
constant current of C/5 followed by a constant voltage hold
at 4.2V and the step was repeated 3 times.

FIG. 39A shows results of charge/discharge cycle results
for the electrochemical cell of Example 5. The electrochemi-
cal cell shows a capacity corresponding to about 160 mAh
per gram of NMC in the first charge/discharge cycle, and
maintains a capacity of about 120 mAlh/g of NMC even after
100 charge/discharge cycles. FIG. 39B shows a representa-
tive charge and discharge curve for the electrochemical cell.
The measured cell capacity of the electrochemical cell was
215 mAh.

Example 6

An NMC semi-solid cathode was prepared by mixing 45
vol % NMC and 8 vol % carbon black with an ethylene
carbonate/dimethyl carbonate/LLiPF6 based electrolyte. The
cathode slurry was prepared using a batchmixer with a roller
blade fitting. Mixing was performed at 100 rpm for 4
minutes. This yielded a semi-solid cathode suspension hav-
ing a mixing index of 0.973 and a conductivity of 0.0084
S/cm. A graphite semi-solid anode was prepared by mixing
50 vol % graphite and 2 vol % carbon black in the same
electrolyte as the cathode. The anode slurry formulation was
mixed at 100 rpm for 20 seconds to yield a semi-solid anode
suspension having a mixing index of 0.962 and a conduc-
tivity of 2 S/cm. The cathode and anode semi-solid slurries
were formed into electrodes each with 500 um thickness.
The electrodes were used to form a NMC-Graphite based
electrochemical cell having active areas for both cathode
and anode of approximately 20 cm?®. The cell was cycled
using a constant current-constant voltage charging (CC-CV)
and a constant current discharge between 2.75-4.2 V with a
similar protocol to that shown in Example 5. Over this
voltage range the expected specific capacity of the NMC
cathode is 155 mAh/g.

FIG. 40A shows results of charge/discharge cycle results
for the electrochemical cell of Example 6. The electrochemi-
cal cell shows a capacity corresponding to about 170 mAh
per gram of NMC in the first charge/discharge cycle and
maintains a capacity of about 100 mAh/g of NMC after 30
charge/discharge cycles. FIG. 40B shows a representative
charge and discharge curve for the electrochemical cell. The
measured cell capacity of the electrochemical cell was 305
mAh.

While various embodiments of the system, methods and
devices have been described above, it should be understood
that they have been presented by way of example only, and
not limitation. Where methods and steps described above
indicate certain events occurring in certain order, those of
ordinary skill in the art having the benefit of this disclosure
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would recognize that the ordering of certain steps may be
modified and such modification are in accordance with the
variations of the invention. Additionally, certain of the steps
may be performed concurrently in a parallel process when
possible, as well as performed sequentially as described
above. The embodiments have been particularly shown and
described, but it will be understood that various changes in
form and details may be made.

The invention claimed is:

1. A method of preparing a semi-solid electrode, the
method comprising:

combining a quantity of an active material with a quantity

of an electrolyte and a conductive additive to form an
electrode material;
mixing the electrode material to form a suspension having
a mixing index of at least about 0.80;

controlling a temperature of the electrode material during
mixing to control evaporation of the electrolyte there-
from;

forming the electrode material into a semi-solid electrode;

forming a second electrode; and

forming an electrochemical cell by combining the semi-

solid electrode and the second electrode.

2. The method of claim 1, wherein the electrode material
is a stable suspension when it is formed into the semi-solid
electrode.

3. The method of claim 1, wherein the electrode material
is mixed until the suspension has a mixing index of at least
about 0.90.

4. The method of claim 3, wherein the electrode material
is mixed until the suspension has a mixing index of at least
about 0.95.

5. The method of claim 4, wherein the electrode material
is mixed until the suspension has a mixing index of at least
about 0.975.

6. The method of claim 1, further comprising:

mixing the electrode material until the electrode material

has an electronic conductivity of at least about 107°
S/cm.

7. The method of claim 6, wherein the electrode material
is mixed until the electrode material has an electronic
conductivity of at least about 10~ S/cm.

8. The method of claim 7, wherein the electrode material
is mixed until the electrode material has an electronic
conductivity of at least about 10~* S/cm.

9. The method of claim 8, wherein the electrode material
is mixed until the electrode material has an electronic
conductivity of at least about 10~ S/cm.

10. The method of claim 9, wherein the electrode material
is mixed until the electrode material has an electronic
conductivity of at least about 107 S/cm.

11. The method of claim 1, further comprising:

mixing the electrode material until the electrode material

has an apparent viscosity of less than about 100,000
Pa-s at an apparent shear rate of 1,000 s~*.

12. The method of claim 11, wherein the electrode mate-
rial is mixed until the electrode has an apparent viscosity of
less than about 10,000 Pa-s at an apparent shear rate of 1,000
s

13. The method of claim 12, wherein the suspension is
mixed until the suspension has an apparent viscosity of less
than about 1,000 Pa-s at an apparent shear rate of 1,000 s™*.

14. The method of claim 1, wherein the quantity of the
active material is about 20% to about 75% by volume of the
electrode material.
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15. The method of claim 14, wherein the quantity of the
active material is about 40% to about 75% by volume of the
electrode material.

16. The method of claim 15, wherein the quantity of the
active material is about 60% to about 75% by volume of the
electrode material.

17. The method of claim 1, wherein the quantity of the
electrolyte is about 25% to about 70% by volume of the
electrode material.

18. The method of claim 17, wherein the quantity of the
electrolyte is about 30% to about 50% by volume of the
electrode material.

19. The method of claim 18, wherein the quantity of the
electrolyte is about 20% to about 40% by volume of the
electrode material.

20. The method of claim 1, wherein the quantity of the
conductive material is about 0.5% to about 25% by volume
of the electrode material.

21. The method of claim 20, wherein the quantity of the
conductive material is about 1% to about 6% by volume of
the electrode material.

22. The method of claim 1, wherein the mixing index is
evaluated with a sample volume that is a cube of a formed
semi-solid electrode thickness+10%.

23. The method of claim 1, wherein the mixing index is
evaluated with a sample volume of 0.12 mm?>x10%.

24. The method of claim 1, wherein the controlling
includes decreasing the temperature of the electrode material
during mixing.

25. The method of claim 24, wherein the controlling
includes decreasing the temperature of the electrode material
to lower than 10 degrees Celsius during mixing.

26. A method of preparing a semi-solid electrode, the
method comprising:

combining a quantity of an active material with a quantity

of an electrolyte and a conductive additive to form an
electrode material;
mixing the electrode material to form a stable suspension
having a mixing index of at least about 0.80 and an
electronic conductivity of at least about 107° S/cm; and

controlling a temperature of the electrode material during
mixing to control rate of evaporation of the electrolyte
therefrom.

27. The method of claim 26, wherein the quantity of the
active material is about 20% to about 75% by volume of the
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stable suspension, the quantity of the conductive additive is
about 0.5% to about 25% by volume of the stable suspen-
sion, and the quantity of the electrolyte is about 25% to
about 70% by volume of the stable suspension.

28. The method of claim 27, wherein the mixing supplies
a specific mixing energy of about 90 J/g to about 150 J/g to
the electrode material.

29. The method of claim 26, wherein the mixing supplies
a specific mixing energy of at least about 90 J/g to the
electrode material.

30. The method of claim 29, wherein the mixing supplies
a specific mixing energy of at least about 100 J/g to the
electrode material.

31. The method of claim 30, wherein the mixing supplies
a specific mixing energy of about 100 J/g to about 120 J/g
to the electrode material.

32. A method of preparing a semi-solid electrode, the
method comprising:

combining an active material, an electrolyte, and a con-

ductive additive in a vessel of a mixer;

mixing the active material, the electrolyte, and the con-

ductive additive in the mixer to form an electrode
material suspension having a mixing index of at least
about 0.80; and

forming the electrode material into a semi-solid electrode,

wherein the mixing imparts a specific mixing energy to

the active material, the electrolyte, and the conductive
additive so as to control evaporation of the electrolyte
therefrom.

33. The method of claim 32, wherein the vessel of the
mixer is cooled to a temperature of lower than 10 degrees
Celsius during mixing.

34. The method of claim 32, wherein the mixer is a high
shear mixer.

35. The method of claim 32, wherein the mixer is a
planetary mixer.

36. The method of claim 32, wherein the mixer is a
centrifugal planetary mixer.

37. The method of claim 32, wherein the mixer is a sigma
mixer.

38. The method of claim 32, wherein the mixer is a CAM
mixer.

39. The method of claim 32, wherein the mixer is a roller
mixer.



